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Abstract of JP2002208425 

PROBLEM TO BE SOLVED: To provide a fuel 
reformer which can generate high-purity 
hydrogen or even, does not need outer 
heating. 

SOLUTION: The fuel reformer generates 
hydrogen from fuel and steam, and is 
equipped with a fuel reforming catalyst layer 
filled with steam reforming catalyst of fuel, a 
reforming fuel gas supply means introducing 
fuel and reforming fuel gas containing steam to 
the fuel reforming catalyst layer, a reforming 
fuel gas exhausting means exhausting 
hydrogen principal component gas generated 
by steam reforming from the fuel reforming 
catalyst layer, and a metal oxide layer 
provided at downstream of the fuel reforming 
catalyst layer to absorb carbon dioxide , 
contained in the reforming fuel. 
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* NOTICES * 

Japan Patent Office is not responsible for any 
damages caused by the use of this translation. 

l.This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2 **** s h 0W 5 the word which can not be translated. 
3.1n the drawings, any words are not translated. 



CLAIMS 
[Claim(s)] 

[Claim 1] The fuel reforming catalyst layer which is the fuel refining machine which manufactures 
hydrogen from a fuel and a steam, and was filled up with the catalyst for steam reforming of a fuel, A 
fuel gas supply means for refining to introduce the fuel gas for refining containing a fuel and a steam 
into this fuel reforming catalyst layer, The fuel refining machine for fuel cells which comes to have 
the metal oxide layer prepared in the lower stream of a river of this fuel reforming catalyst layer in 
order to absorb the carbon dioxide contained in a refining fuel gas blowdown means to discharge the 
hydrogen principal component gas generated by steam reforming from this fuel reforming catalyst 
layer, and this refining fuel. 

[Claim 2] The fuel reforming catalyst layer which is the fuel refining machine which manufactures 
hydrogen from a fuel and a steam, and was filled up with the catalyst for steam reforming of a fuel, A 
fuel gas supply means for refining to introduce the fuel gas for refining containing a fuel and a steam 
into this fuel reforming catalyst layer, In order to absorb the carbon dioxide contained in a refining 
fuel gas blowdown means to discharge the hydrogen principal component gas generated by steam 
reforming from this fuel reforming catalyst layer, and this refining fuel The fuel refining machine for 
fuel cells to which is equipped with the metal oxide layer prepared in the lower stream of a river of 
this fuel reforming catalyst layer, and it comes to carry out the at least 2 or more set laminating of 
this fuel reforming catalyst layer and this metal oxide layer by turns. 

[Claim 3] The fuel refining machine for fuel cells which comes to have a fuel-gas supply means for 
refining introduce into this fuel reforming catalyst layer the fuel gas for refining containing the fuel 
reforming catalyst layer, the fuel, and the steam which are the fuel refining machine which 
manufactures hydrogen from a fuel and a steam, and were filled up with the catalyst for steam 
reforming and the metallic oxide of a fuel, and a refining fuel-gas blowdown means discharge the 
hydrogen principal component gas generated by steam reforming from this fuel reforming catalyst 
layer. 

[Claim 4] The refining approach of the fuel characterized by introducing a fuel and a steam into this 
fuel reforming catalyst layer by preparing a metal oxide layer in the lower stream of a river of a fuel 
reforming catalyst layer, introducing into this metal oxide layer the hydrogen and the carbon dioxide 
which were subsequently generated, making a carbon dioxide absorb selectively in the refining 
approach of a fuel and the fuel which manufactures hydrogen from a steam, and making hydrogen flow 
out of this metal oxide layer. 

[Claim 5] In the refining approach of a fuel and the fuel which manufactures hydrogen from a steam, 
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the at least 2 or more set laminating of a fuel reforming catalyst layer and the metal oxide layer of 
the lower stream of a river is carried out by turns. While introducing a fuel and a steam into this fuel 
reforming catalyst layer, introducing into this metal oxide layer the hydrogen and the carbon dioxide 
which were subsequently generated, making a carbon dioxide absorb selectively and making hydrogen 
flow out of this metal oxide layer The refining approach of the fuel characterized by supplying 
further the heat of reaction generated in the case of this absorption as refining heat of reaction to 
this down-stream reforming catalyst layer. 

[Claim 6] The refining approach of the fuel characterized by preparing the fuel reforming catalyst 
layer which mixed the metallic oxide for the catalyst in the refining approach of a fuel and the fuel 
which manufactures hydrogen from a steam, introducing a fuel and water into this reforming catalyst 
layer, and making only hydrogen flow out of this fuel reforming catalyst layer substantially. 
[Claim 7] The refining approach of the fuel characterized by advancing decarboxylation of the metal 
carbonate which heated and generated this fuel reforming catalyst layer from the exterior after 
reaction termination in claim 6, collecting carbon dioxides, and reproducing a metallic oxide. 



[Translation done.] 



http://www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje?u=http%3A%2F%2Fwww4.ipdl.jpo.... 5/7/2004 



* NOTICES * 

papan Patent Office is not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2. **** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



DETAILED DESCRIPTION 

[Detailed Description of the Invention] 
[0001] 

[Field of the Invention] This invention relates to the fuel refining approach using the fuel refining 
machine for fuel cells and it using a metallic oxide in more detail about the fuel refining machine for 
fuel cells. 
[0002] 

[Description of the Prior Art] The fuel reformer which generates hydrogen and a carbon dioxide from 
a fuel and water (steam), such as methane and a methanol, is known as equipment for supplying fuel gas 
to a fuel cell. The fuel gas containing hydrogen is supplied to a fuel cell at a cathode side, the 
oxidation gas containing oxygen is supplied at an anode plate side, and electromotive force is acquired 
according to the electrochemical reaction produced on two poles. 

[0003] First, in the fuel reformer using methane content gas and a steam, generally the following 
methane refining reactions are performed and hydrogen and a carbon dioxide are manufactured. 
CH4+2H2 0->C02+4H2 deltaH=+164.8 KJ/mol (1) 

This reaction is endothermic reaction, and a reaction is performed at about 800 degrees C using the 
packed bed reactor into which the nickel catalyst usually went, carrying out fuel gas heating from the 
outside. Four mols are carried out for hydrogen at a rate of one mol, refining of the fuel is carried out 
for a carbon dioxide by the reaction, and this mixed gas is used as a fuel with a fuel cell by it. 
[0004] On the other hand, in the fuel reformer using a methanol and a steam, generally the following 
methanol-ref orming reactions are performed and hydrogen and a carbon dioxide are manufactured. 
CH30H(g)+H20(g) ->C02+3H2 deltaH=+49.5 KJ/mol (2) 

This reaction is endothermic reaction, and a reaction is performed using the packed bed reactor into 
which the nickel catalyst usually went like the case of methane, carrying out fuel gas heating from the 
outside. In this case, it is [0005] for which a reaction is performed at about 200-300 degrees C, 
three mols are carried out for hydrogen at a rate of one mol, refining of the fuel is carried out for a 
carbon dioxide, and this mixed gas is used as a fuel with a fuel cell. 

[Problem(s) to be Solved by the Invention] Thus, since it is necessary to make heat energy supply for 
example, and the method of forming a burner and a heater and performing heat tracing is usually 
performed, the above-mentioned refining reaction is endothermic reaction and it is further generated 
collectively by the carbon dioxide in order to advance a refining reaction, in order to raise the engine 
performance of a fuel cell, high concentration hydrogen is desired. 

[0006] Then, this invention person examined many things so that he may get the fuel refining machine 
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which can generate the hydrogen of a high grade or does not need heat tracing on it, and he reached 

this invention. 

[0007] 

[Means for Solving the Problem] The fuel refining machine for fuel cells of the 1st mode in this 
invention The fuel reforming catalyst layer which is the fuel refining machine which manufactures 
hydrogen from a fuel and a steam, and was filled up with the catalyst for steam reforming of a fuel, A 
fuel gas supply means for refining to introduce the fuel gas for refining containing a fuel and a steam 
into this fuel reforming catalyst layer, In order to absorb the carbon dioxide contained in a refining 
fuel gas blowdown means to discharge the hydrogen principal component gas generated by steam 
reforming from this fuel reforming catalyst layer, and this refining fuel, let the fuel refining machine 
for fuel cells which comes to have the metal oxide layer prepared in the lower stream of a river of 
this fuel reforming catalyst layer be a summary. 

[0008] In this invention, although the fuel by which refining is carried out has common hydrocarbons 
and methanols, such as methane content gas, such as methane and natural gas, a gasoline, naphtha, gas 
oil, and LP gas, it explains the case of methane and a methanol in the following explanation. Moreover, 
what reacts with a carbon dioxide and generates a metal carbonate as the above-mentioned metallic 
oxide is used, and oxides, such as calcium, magnesium, copper, iron, and nickel, are suitable. In order to 
obtain the fuel refining machine which does not need heat tracing, especially in the case of methane, 
in the case of a calcium oxide and a methanol, a magnesium oxide is suitable, although the selection is 
based on the class of fuel etc. 

[0009] In the fuel refining machine constituted as mentioned above, if methane and a steam are 
introduced into this methane reforming catalyst layer, hydrogen and a carbon dioxide will be 
generated at about 800 degrees C. Subsequently, if these are introduced into a calcium-oxide layer, a 
calcium oxide will react with a carbon dioxide near 800 degree C, and a calcium carbonate will be 
generated. 

CqO+COZ ->CaC03 deltaH=-178.1 kj/mol (3) 

Thus, a carbon dioxide is selectively absorbed by the calcium-oxide layer, and hydrogen flows out of 
this calcium layer. Therefore, since high-concentration hydrogen is obtained, the engine performance 
of a fuel cell improves. Furthermore, it can collect, without emitting a carbon dioxide to atmospheric 
air. On the other hand, if a methanol and a steam are introduced into this methanol reforming catalyst 
layer, in order to consider as the reaction rate of practical use level, hydrogen and a carbon dioxide 
will be generated at about 200 degrees C - suitable 300 degrees C (at least 100 degrees C or less of 
the methanol-ref orming reactions itself advance in reaction balance). Subsequently, if these are 
introduced into a magnesium-oxide layer, a magnesium oxide will react with a carbon dioxide near 300 
degrees C - 450 degree C, and a magnesium carbonate will be generated. 
[0010] 

MgO+C02 ->MgC03 deltaH=-118.2 kj/mol (4) 

Thus, a carbon dioxide is selectively absorbed by the magnesium-oxide layer, and hydrogen flows out 
of this magnesium layer. Therefore, since high-concentration hydrogen is obtained, the engine 
performance of a fuel cell improves. Furthermore, it can collect, without emitting a carbon dioxide to 
atmospheric air. The fuel refining machine for fuel cells of the 2nd mode in this invention The fuel 
reforming catalyst layer which is the fuel refining machine which manufactures hydrogen from a fuel 
and a steam, and was filled up with the catalyst for steam reforming of a fuel, A fuel gas supply means 
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for refining to introduce the fuel gas for refining containing a fuel and a steam into this fuel 
reforming catalyst layer, In order to absorb the carbon dioxide contained in a refining fuel gas 
blowdown means to discharge the hydrogen principal component gas generated by steam reforming 
from this fuel reforming catalyst layer, and this refining fuel It has the metal oxide layer prepared in 
the lower stream of a river of this fuel reforming catalyst layer, and let the fuel refining machine for 
fuel cells to which it comes to carry out the at least 2 or more set laminating of this fuel reforming 
catalyst layer and this metal oxide layer by turns be a summary. In the fuel refining machine 
constituted as mentioned above, if methane and a steam are introduced into this methane reforming 
catalyst layer, hydrogen and a carbon dioxide will be generated at about 800 degrees C. Since the 
laminating of this catalyst bed is carried out to the calcium-oxide layer of the lower stream of a river 
by turns, the generated carbon dioxide is absorbed in a down-stream calcium-oxide layer. At this time, 
the exothermic reaction heat (178.1 kJ/mol) of carbonation generates as mentioned above. Since this 
heat of formation is larger than the necessary heating value (-164.8 kJ/mol) of methane refining 
endothermic reaction, consecutive refining heat of reaction can be supplied with carbonation heat. 
The following reaction formulae are materialized [ in / whole / a layer ]. 
[0011] 

CaO+CH4+2H20->CaC03+4H20 deltaH=-13.3 kJ/mol (5) 

That is, there is generation of heat of 13.3 kJ/mol and this reaction advances without the heat supply 
from the outside. Thus, it can realize that this fuel refining machine can carry out self -supply of the 
required heat without heating from the outside. On the other hand, if a methanol and a steam are 
introduced into this methanol reforming catalyst layer, hydrogen and a carbon dioxide will be suitably 
generated at about 200 degrees C - 300 degrees C. Since the laminating of this catalyst bed is 
carried out to the magnesium-oxide layer of the lower stream of a river by turns, the generated 
carbon dioxide is absorbed in a down-stream magnesium-oxide layer. At this time, the exothermic 
reaction heat (118.2 kJ/mol) of carbonation generates as mentioned above. Since this heat of 
formation is larger than the necessary heating value (-49.5 kJ/mol) of methanol-ref orming 
endothermic reaction, consecutive refining heat of reaction can be supplied with carbonation heat. 
The following reaction formulae are materialized [ in / whole / a layer ]. 
[0012] 

MgO+CH3 OH+H2 0->MgC03+3H2 deltaH=-68.7 kJ/mol (6) 

That is, there is generation of heat of 68.7 kJ/mol and this reaction advances without the heat supply 
from the outside. Thus, it can realize that this fuel refining machine can carry out self-supply of the 
required heat without heating from the outside. 

[0013] Furthermore, the fuel refining machine for fuel cells of the 3rd mode in this invention The fuel 
reforming catalyst layer which is the fuel refining machine which manufactures hydrogen from a fuel 
and a steam, and was filled up with the catalyst for steam reforming and metallic oxide of a fuel, Let 
the fuel refining machine for fuel cells which comes to have a fuel gas supply means for refining to 
introduce the fuel gas for refining containing a fuel and a steam into this fuel reforming catalyst 
layer, and a refining fuel gas blowdown means to discharge the hydrogen principal component gas 
generated by steam reforming from this fuel reforming catalyst layer be a summary. In this mode, 
since the methane reforming catalyst layer is mixed and filled up with the catalyst and the calcium 
oxide, fuel refining of a more prompt heat-of -reaction self -supply mold becomes possible. In this 
mode, since the methanol reforming catalyst layer is mixed and filled up with the catalyst and the 
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magnesium oxide, fuel refining of a more prompt heat-of -reaction self -supply mold becomes possible. 
[0014] 

[Embodiment of the Invention] Hereafter, the case where methane content gas is first used as fuel 
gas in this invention is explained with a drawing. Drawing 1 is the mimetic diagram showing the refining 
machine of three modes of the above l-3rds in this invention, a is the refining machine of the carbon- 
dioxide absorption mold which requires heating, and methane is introduced into a coil (1) with a steam 
as methane content gas. The coil (1) is held with the heating furnace (4) at predetermined 
temperature, and the catalyst bed (2) is filled up with nickel support alumina as a catalyst for steam 
reforming. In this catalyst bed, a refining reaction is carried out at about 800 degrees C, the 
generation gas containing hydrogen and a carbon dioxide flows out, and it is introduced into the metal 
oxide layer (3) filled up with the down-stream calcium oxide. A carbon dioxide is absorbed selectively 
and high-concentration hydrogen flows out of a metal oxide layer there. The above-mentioned catalyst 
is not limited to the above-mentioned nickel, further, support is also replaced with an alumina and a 
silica etc. can be used for it for it. b shows the laminating mold refining machine which carried out the 
2 or more set laminating of the metal oxide layer (3) by which calcium-oxide restoration was carried 
out with nickel support catalyst bed (2) by turns, and c shows the hybrid model refining machine which 
has the catalyst / metallic-oxide mixing layer (5) which mixed the calcium oxide with nickel support 
alumina. Each of b and c is heat-of -reaction self -supply molds, does not need heating fundamentally 
but is equipped with the preheater (not shown) of the sake at the time of a start. 
[0015] Also in fuel refining of this invention, the carbon monoxide of a minute amount is generated 
like the conventional fuel refining. Since this carbon monoxide carries out poisoning of the catalyst 
and has an adverse effect, it needs to convert this into a carbon dioxide. Therefore, it is converted 
into a carbon dioxide by the convertor prepared in the refining machine lower stream of a river. In 
the refining machine of this invention, in order that the carbon dioxide generated by nickel catalyst 
bed may be absorbed by carbonation and the concentration may decrease, the reaction of carbon- 
dioxide-izing of a carbon monoxide advances better in balanced theory. For this reason, generating of 
a carbon monoxide is controlled. Since a carbon monoxide carries out poisoning of the electrode 
catalyst (platinum system) of a fuel cell and a cell property is reduced, although the carbon monoxide 
shift coverter is formed in the lower stream of a river of a refining machine, according to this 
invention, reduction or it can usually be made unnecessary for the load to this transformer. 
[0016] Drawing 2 shows the progressive of the main reactions in the fuel refining machine of this 
invention by the chemical reaction equilibrium line, and shows the balanced relation between a calcium 
oxide/carbon dioxide, a calcium oxide/water, and a fuel refining reaction. A calcium oxide / carbon- 
dioxide system is the reactions of this **, and a calcium oxide/drainage system is competitive 
reactions expected from the gas to be used. The pressure P of an axis of ordinate shows the carbon- 
dioxide pressure in each reaction, and the water-vapor-pressure force, and shows the degree of 
completion of whenever [ decomposition ] (leftward reaction) (it decomposes so well that P is large). 
Only a refining reaction shows the reaction equilibrium constant K. For example, near 700 degree C, a 
calcium carbonate is hardly disassembled. That is, carbonation of a calcium oxide progresses well. 
Moreover, it turns out that a fuel refining reaction advances rightward (hydrogen generation side). On 
the other hand, since it decomposes and most calcium hydroxides turn into a calcium oxide, the water 
absorption to a calcium oxide hardly happens. Performing a calcium oxide and a carbonation reaction 
can check thermodynamically the carbon dioxide which the refining reaction progressed well and was 
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generated from this in this temperature region. 

[0017] Furthermore, drawing 3 shows the reaction layer temperature change accompanying fluctuation 
6f a carbonation pressure in the initial temperature of 650 degrees C of a reaction. That is, in the 
packed-bed mold reactor of about 1kg of calcium-oxide reaction samples, if a carbon dioxide is 
introduced into a 650-degree C reaction layer in reaction-time 0 minute the first stage, a reaction will 
advance promptly. And the temperature rise of the reaction layer is rapidly carried out to 900-1000 
degrees C with heat of reaction. The absorption (carbonation) to the calcium oxide of the carbon 
dioxide near about 700-800 degree C from this fully advances, and it is shown that self-heat-of- 
reaction supply is possible. 

[0018] On the other hand, although it changes to methane/calcium oxide as above-mentioned, it 
changes to a methanol/magnesium oxide and reaction temperature differs in using a methanol fuel in 
this invention, above-mentioned drawing 1 a, b, and c corresponds as it is. Drawing 4 , When using a 
methanol fuel, a chemical reaction equilibrium line shows the progressive of the main reactions in the 
fuel refining machine of this invention, and the balanced relation between a magnesium oxide/carbon 
dioxide, a magnesium oxide/water, and a fuel refining reaction is shown. A magnesium oxide / carbon- 
dioxide system is the reactions of this **, and a magnesium oxide/drainage system is competitive 
reactions expected from the gas to be used. The pressure P of an axis of ordinate shows the carbon- 
dioxide pressure in each reaction, and the water-vapor-pressure force, and shows the degree of 
completion of whenever [ decomposition ] (leftward reaction) (it decomposes so well that P is large). 
Only a refining reaction shows the reaction equilibrium constant K. For example, near 300 degree C, a 
magnesium carbonate is hardly disassembled. That is, carbonation of a magnesium oxide progresses 
well. Moreover, it turns out that a fuel refining reaction advances rightward (hydrogen generation 
side). On the other hand, since it decomposes and most magnesium hydroxides turn into a magnesium 
oxide, the water absorption to a magnesium oxide hardly happens. Performing a magnesium oxide and a 
carbonation reaction can check thermodynamically the carbon dioxide which the refining reaction 
progressed well and was generated from this in this temperature region. 

[0019] Since heating decomposes by ordinary pressure and the magnesium carbonate generated by the 
formula (6) returns to a magnesium oxide, it can be used for fuel refining for the second time. In 
addition, the heat of reaction expressed with a formula (2) changes with phases of a reaction raw 
material, for example, case where a methanol is the liquid phase CH30H(L)+H20(g) ->C02+3H2 the 
case where both deltaH=+87.0 KJ/mol (2-2), a methanol, and water are the liquid phase ~ CH30H(L) 
+H20(L) ->C02+3H2 It is deltaH=+131.0 KJ/mol (2-3). The calorific value in the MgO carbonation 
expressed with a formula (6) is larger than a heating value required for the reaction of a formula (2), 
and exoergic temperature is also about 300 degrees C. Therefore, the own strength reaction which 
can fully supply and does not need heat tracing is also possible for the refining heat of reaction of a 
formula (2). Furthermore, since the calorific value of a formula (6) is larger than a heating value 
required for the reaction of a formula (2-2), the surplus heat is applicable to evaporation of a 
methanol. On the other hand, although the heating value of a formula (6) is inadequate for the 
reaction of the formula (2-3) also containing the heat of vaporization of water, own strength progress 
of a formula (2-3) also becomes possible by using together the waste heat from a fuel cell (for 
example, fuel cell for automobiles). 

[0020] The fuel refining machine which can generate the hydrogen of a high grade according to this 
invention, or does not need heat tracing on it can be offered as above-mentioned. 
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DESCRIPTION OF DRAWINGS 
[Brief Description of the Drawings] 

[ Drawing 11 It is drawing showing the embodiment of the fuel refining machine of this invention 
typically. 

[Drawing 21 It is drawing showing the chemical reaction equilibrium line of the main reactions in the 
fuel refining machine of this invention. 

[Drawing 31 In the fuel refining machine of this invention, it is drawing showing change of the reaction 
layer temperature accompanying fluctuation of a carbonation pressure. 

[Drawing 4] It is drawing showing the chemical reaction equilibrium line of the main reactions in the 
fuel refining machine of this invention. 
[Description of Notations] 

1 - Coil 

2 - Catalyst bed 

3 — Metal oxide layer 

4 — Heating furnace 

5 — A catalyst / metallic-oxide mixing layer 
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DRAWINGS 



[Drawing 1] 

B II 





12 3 




\ 






1 



(b) EibSkS5^t&aaD»7S) ( i ) seal 

1 32 3 2 23 

Etaa b 3 



(c) BEKBBftttB (2) S£S 




0.0008 0.001 0.0012 O.O0U 0.0016 0.0018 0.002 



1/T [1/K] 



http://www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje 5/7/2004 



fDrawing 31 

H 3 



* 1000 




950 




900 


o 

o 


850 


T> 




E 


800 


o 
o 
«- 


750 


ii 
1— 






700 



r 



_ 



650|-o<: 
600 



-i — i — i — i — | — i — i — 
T..M-650'C 




P c =r0aim 

I.Saim 

2.0aim 

3.0 aim 



20 40 
iclmin] 



50 



80 



[ Drawin g 41 



500 tOO 300 



T[°Cl 
200 




100 
t 



50 
-r 



CHaOH+Hzdkr-*- 
=C02+3H Z J j\ 

4 mm — I— — — 



1 J. 1 



\ K(= [C02KH 2 ]y[CH30H][H 2 0]) 

\ l | I 

, j 

I I 
I 



I 



\-\ \- 1 

J \Phio 

\ MgO+l^O I 
V=Mg(0H) 2 i 



H 

i i I \t 



O 



aoois 



0.002 0.0025 
1/T [1/K] 



0.003 



-3 



[Translation done.] 



http://www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje 



5/7/2004 



MB*mm (j p> 02) & H§ 4# W & H (a> 



#082002 -208425 
(P2002- 208425 A) 
(43)&n5B ¥J&4¥ 7^260 (0002.7.26) 



(51)Inta' 
H0 1M 8/06 
CO IB 3/32 
3/38 
3/56 

ifClOK 1/32 



FI 

H0 1M 8/05 
CO IB 3/32 
3/38 
3/56 
1/32 



G 
A 



4G04O 
4G1 40 
4H06O 
5H0 27 



ClOK 



$3g?# 7 OL <^ 6 S€) JMUCttS< 





!f$fi^001 -3034{ P2001 -3064) 


(71)!ijJBiA 


889000Q13 














(22>ai®B 


¥jfcl3*pl J310B CMM. 1.10) 




j§Mmm&Jzmih2 -12- 1 








(72)IB«# 


Tuns is 




















urn 








cm?mm 


s» mm 




























<74)ft8A 


100077617 






















«*»=*< 



©4) [gK®^] smsteJB&SHfcRg 



(57) t*8J 



mi 



t 1 2 3 

J f i \ _ 



1 32 3 2 23 



1 Mi Hi 11 h ii Iri 



ttllMMUI^6iffIl]f £&Sf»#*#!*5m &6CX 
^Hfc*«W*©T*K:RW &nfc*tPBffctt«, * 
[ |g*3f 2 ] **f4 4 SOS? £$f43[ 

IS. *SSSW«BK: J: 0£fiKT£*^fi££#A£t*$**4 



10 



to&txA, i,td$mmmm . £ 
wtwiiww *ij^atejisasiK«A'S' & ass 

^ig^^CC *$<, »-c f $»4§mi;$>I©T?£K £JRBf t*9 

i-c^fll Ofc*«to iWZHSffcSS!* 4Sfc8djSB?lfcttJS 
tC^S A U X — Bf blftX&fl SWtCCWR 5 Hi , StdBiBf k 

CH4+2H20^C0£+4H2 

> 



#■2002-208425 
2 

?«B*?*ic H^X , &®&W&l!mto £ O'-t-OTsfcOS 
raf MMi ^gstc^fc < 4 zfflJBLkM 3 i± -c , ** 

nt Kfta&mffi&issmm K.m a l > ^cfess o 

fcrtftfc J: CX-BSfkTO«:ifcasef t«JStc«A b T~ 
QMbftS*ttRmcfttt£ tt&MftfMMd>6*£ 

C 4 4 T *«W®Bt!Wfc 

mi^i &?4 i 'K =& smwmm tc« a u * 

[ 0 0 0 1 ] 
[ 0 0 0 2 ] 

[ f.£*CD*£f« J > # > t>> * y - 4 * ( *^ 

[ 0 0 0 31* T, ^ * > SW#* 4 WBRtffli »fc«l 
£H = + 1 6 4. 8K J/roo ! (1 



& ^A7i^4^r-^4 4 b xm*. 1 ^n-&o 
[ o o o 4 ] —a, j*'?s-)\>t Affiai&jB 



8 0o*criSst.^?Twt)n^o sistcto, ***** 40 gugKfc^ca, — ewtcOT©-^ >^-ju»hsi6 

CH30H(ff ) +H20 <ff) -C02 + 3H2 4H = + 49. 5KJ/m 
ol(2) 

*^<nw^>RiiBira* [£9fcMg&U<t:^ 4?&HE] C©J:^t£±l2»fJIS 



- ... Aril.C&fiS-A; 1 _ *--3fc*CfSK^rfra=*'. PHI . jOlan*-.t 



10 



20 



I o o o 6 ] -e c r, *£9NK*, tttfufc©*4tdi£ja 
< fa * wttfri», *5Sfl(cati i/fco 

[ 0 0 0 7 ] 

[if s**sfc-r a *amKhtt&m i ©» 

loillffliimit, $^44 *** 

star ss^aagsr* vc MUQ>&$miismmti& 
esffi^^^ sitt^Btgiseis«:seAr j» 

mmm , ** * r ft 6$fts?ih€«fttt$£S£ 4 
r*. 

[ 0 0 0 8 ] *»flK:*t»'C, ftftSft*^*. >' $ 

cao+G02-»Ca CO 3 

* y - ji&msiJl tcm Kt h 4 , ftfii juc^rSii 
*tr6feawc wa*«is o o *o 3 o o "cr*** <* * 

MqD+CD2—Kt|C0 3 

jWrtoaiwff&nacD'c, sif4«?fc©«£ 

c i ft < mjfc o f# & o *a * w z m 2 <?>wm<D$m 
m&ffm&Qsmt, «m t*isw»6***Mar * 

<ft*«, Assume £ o £«r **#£ja£#*&s* 
ttS4ttftim^ &*mr a&frsia ft 
&cf(cttmttM^dsn«^it^ft6CJRr«fo» 

CaO + CH4 + 2H2 0^CaC03 + 4H20 
ol ( 5 ) 

rftfrfe, 13. 3kJ/mol©jaw»ft9, C©£ BHb-?f*5/ I ?/JIT , »ttSn*. C©43, ±ta©J: 
l6«JMBWS©IMWft 1 !f^'Cai?Tr*. C©£9K, c 5K&Kft©£$SIe;SS (118. 2kJ/a>o ! ) * 



4*682 0 0 2-2 0 842 5 
4 

* Hil^fcJ: OW* , ??©&{ bfcJ&tt *> t>'CC>' 3? y - .'L- 
#HWT*4#, fc»T©ls93Kto^Ct£^ ?>tocKO' 
^ir^-.'UflWBSK^^fiSPir*. S&, ±f3£J§g 

f ttti ». =bh tws ifX MmimiM. 

r*4>©i&HfcfllS*i. ill, 
it. £ft«>flmtcj:*#. ?f»$£^4Uft(,^ 

[ o o o 9 ] v±o>£ wmmtttcm&m.wz*ii.> 

Xii . >' * >i<s «fc * > ttMWKCillA 
r-Si, ^8 0 0*C-C'^toi:O'-|gft.^*^s£$n 

ZiH=- 17 8. 1 kJ/ino 1(3) 

i o o*cwTT?fcitttr-£>) . oc^r-c 
o •ctfiSTWb ^ A*izwbijtaft 4 sit b xm 

[ 0 0 1 0 ] 



ZiH= - 1 1 8. 2 kj/mo 1(4) 
★ .SSK^ft < i 4> 2 2fiJy..hfSJ2 $ -ii'C ft Z> , S^SfJfe^ 

^laftBtggftr*. oh©* 
30 ledstciSAr s 4 , mo o -cr** to j: u~m\m 

* ft* . ISd!SlBSi**©T3lE©Rf fc*>* f ■? A 
Js <!: SStcifRB S tlX l* * ©"C. '^s£L & z. BHbMXId: 

©^: 5 K.9|BMb©IB^5lfcft (17 8. Ik J/m o 
! > *^.«T*. C©£^t**$>»S©J&Elt4>^ 
MB {-16 4. 8k]/aol) i^Jl'OT. 

toc^Cit, KT©5lS3C*taEfir4. 
[ 0 0 11] 



£H= -13.3 kj/m 



(4) ^32002-208425 

5 6 
MqO + CH3(W+H2O-H*iC03 + 3H2 £H=-6 8. 7kJ/roo 
! (6) 

J^wa^&©lWK»&t/•c«T , s•*. c©j:$k, c s©zBf kwSffc©5iS# £ »J asters, ccfc© 

m% u ^ * c £ i/ft-s. ft©«smsi < > * its i/®ik*ifi*:«T s m z> 

latest 1 * of } *a^©*3ss5!tein!fcij»j:tx* i»L«*ft*MFHKi,s*. 

mr £*££s£##x «3iS&3tM$i£* #=>»ftb^- £ ^m^ws©**!*****. iHt* ji> a/ - 

IMK:, !Sefc«fcEXeffe**^ , 5^SdSn*C*^ EE? Pit, ^ltJCfcW*l«ffc5&$E#,*£.affi2J 

[ ,;) 0 14] l!j)tCjIttT& C £#fc»!»4o ,*B8fk*iH"5Att 

A£or> , *>sw#*£flH i &*£=t«t j 'ciafi££ i'*A^©*©&ifcti&<^<t*ac^£^o c<octn-> 

WcgHJ-r*. @lti, *»l3t£*Jt**±B»l ^3© &C©fi&$rci&SK£#£< £flSl/fc=M 

3 o©!ife©»BS«:Sr«3!CBr'A4. a WStMffcftJl'i"? A ±&ieffcKlS£tfft 5 C 

ii.'c>'^>^J<^££%tc:J!acs^(i)oc«A3n [00 1 7 ] s*>tca3i*. si&tgnue 5 o*ac*j 

c 1 ( 4 ) -cmufccfttt 3 nr t*-c . j^Bf kE*©3fc*Ftc # ^ siSPBaaagef fc£ *f , 

fcO . S&gJS ( 2 ) (CttftftftMffllMt* l/CN ! II 30 "?ftfcfe, ©<k*.'l^"5 A£{S3aft4$ 1 kc^C AM 

tf £s£#* a^w i/ , T&vm\t*7>i *> a $ ft l>-z . sis&k J: *) ®aat«fcianc 9 o o - 1 o o o *c 

fc&mtiMB < 3 >tc«x 5 n* 0 « c Tj*za»ib«t« temtujw z. zvct*t», mi o o - 8 o o *cft 

*ss»j«tciRft3n. ^RKik4»H^6tti5sftS©*s arc©zflifkft»fl»fk**^'? a^.©to i$m\t)_ 

©fi*ft<, 3 6cc4a#fe7.'i'^^f-t^T:^ i J*^^ $ti^ 0 

^Sb^^>, bi*N « 4&^MfiSS (2> tm\tti>^0 [00 1 8 ] *JMBIC*>^T> »^-JW8«ftlB 

A^tHSn&^BIKffc^ < 3 ) *£EfC2tiaLfMI ^^©i^D^ * >/iSffb^r.'Ut"? ACC 

L/fcgfSaSJEESiSl/. c ii N ! |Bt*TJU 5 + igfL 40 ***Cj» '? y-^/WX^ 7% */*>L\Zi»k>*l &&&& 

•h>\, f f) a s I, ttt&/f^mvm&m < & > * *> s ^ft akhi i « t> a j: c «*©s s 

m©fc«>©^^s(i3Sii-r>^<i^. ^icr af fti». ^«M8tc j: o st*>©-c* o , m.\t^ 7% z'OA/zm 



<*a? bTBffc? s/$ fe» . Bf fc-s- y* ■? 

CHS OH (L) +H20 ( 6T> ^C02+3H2 
ol <2 -2 > . 
^ > / - JU, £ i> (CtflBom. C H 3 OH ( L> + 
H £ 0 (L) -»C02 + 3 H 2 £H= + 131.0K 



(5) ^182 0 0 2-2 0 842 5 

«fc «j (./ r BWfc-*' t"? -fc ccM£ 



AH= + 8 7- 0 K J/m 



Mmmmftt* *s>o>$m zmmtzc t -esc < 2 - 

3) ©i^MtTfcpJtfei**, 
[ 0 0 2 0 ] -kiaoi 45 0 . *#H8*e J:ntiiSaGg©* 



20 



[192 ] *SW©J^5«BBK feW^SRSlSC'ft^S 
[S3] *#^©8SaagSK:fci*'C. mfbE^9t 

3-mm\mm 

5 - HWt/AOIBtfMWIftll 



[HI ] 



/ .1 2 } 



44 



] 



(b> sews chats) < i > mm 

"5 32 3 ? 



23 

I H II jj I 



E 
-*■< 
IP 

* 0 

x 

cl 
\« 

5- -1 



1 6 



-3 





[@2] 




7 L°C] 


1000 000 TuO 


600 500 iCO 300 


5t s 0 : 

V s - ; 

\J \ ! 




■Al 


1 \ 1 1 1 

' x 1 I 1 
1 x 1 1 I 

I \, . 1 




— ^ — -! !" — : 


\ \l 

1 >i 




1 i\ 

. ! 1 X 

" j PC02 1 


N ! 1 \ CaO*HzO . 
V 1 \ < \ -Ca(OHi 2 ■ 


; ; -caco, \j \ ; ; k 


r ; 

LlA 1 . . i . 


V \ p 1 » \ 



0.G0C3 aooi 



0.001^ OOOH 0.0rtl6 

VTrr/K] 



awn* 



•3 
0.002 



4*112 0 0 2-2 G 842 5 



[H33 



[134] 




20 4D 



T fC) 



SOD tQ3 3CD 2CD 



100 



50 



1° 

D 
CL 

^ -2 



^-n 1 

:yL\ r .J ;&i H il-\; 

% 1 \--Kf-K02KHt)y[CH8Gh|(Ha0l): 

_ N v _j I t 



4 



I 



I 



I40O"COA ; \ Phjo ! 
-»MgC0 3 \ i S MgG*Hj>0 

i \_ 1 \=MglGH> 2 i :.. 9 

X "I \ a T ^ 

i \ t \ i i 

i \ j \i i 

' \» > ! * 

- ■ • ■ n> ■ ■ ■ i — t_j — l -3 



r3t 

O 



0.001S O.0B2 



VT [l/Kl 



7D> h^-y 

(51) Im XI «lie^ F i > 

C 1 0 K 3/04 C 1 0 K 3/04 

F > - A «MI> 4G049 EA0? EA03 EA06 EB23 EC07 
■FA02 FB04 FCO? FD07FEO3 
40140 EAO? EAO 3 EA06 EB23 EC07 
FAG? FB04 FCC? FDD7 FE03 
4H050 M01 MO? BB2? B&33 ODD? 

EE03 FF03 GOO? 
5H027 MO? BA01 BAOS BUL6 



